Experimental
S3

Synthesis of [U{C(PPh 2 NMes) 2 } 2 ] (3)
A mixture of toluene (20 ml) and diethyl ether (20 ml) was added to a pre-cooled (-78 °C) mixture of 2 (1.33 g, 2 mmol) and [UI 3 (THF) 4 ] (1.82 g, 2 mmol). The mixture was allowed to slowly warm to room temperature with stirring over 88 hours to afford a deep blue solution. Volatiles were removed in vacuo and the resulting deep blue solid was recrystallised from toluene (10 ml) to afford 3 as yellow crystals. Yield: 
Computational Details
General
Unrestricted geometry optimizations were performed for a model of 3 using coordinates derived from the X-ray crystal structure of 3. No constraints were imposed on the structures during the geometry optimizations. The calculations were performed using the Amsterdam Density Functional (ADF) suite version 2009.01.
3,4
The DFT geometry optimizations employed Slater type orbital (STO) triple-ζ-plus polarization basis sets (from the ZORA/TZP database of the ADF suite). The cores for C, N, P and U were frozen up to 1s for C and N, 2p for P, and 5d for U. Scalar relativistic approaches were used within the ZORA Hamiltonian for the inclusion of relativistic effects and the local density approximation (LDA) with the correlation 
